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AUTHORS: Grandberg» I. I. and Kost, A+ N. — 

TITLE: Investigation of Pyrazoles- XIII. Phosphorylation of 
pyrazoles 

PERIODICAL: zhurnal obshchey khimii, 1961, Vol. 31, No- 1, PP- 429 - 131 


pEXT: In addition to preceding papers the authors phosphorylated pyrazoles 
in the thermal way with phosphorus oxychloride. Tie reaction performed by 
Michaelis (ref- 3) of phosphorus oxychloride with j-phenyl-3-methyl- 
pyrazolone-5 yielded smali amounts of 1 _-phenyl-3-methyl-5-oh2 979 pyrazolyl- 
4-phosphinic acia which also arises from 1_phenyl- 3-methyl-5-chhor$ 
pyrazole with phosphorus oxychloride. It was published without giving the 


exact method and the resultant . The authors failed to reproduce 
y heny}-3-methyl-pyTaZol Ore with phosphorus 


this reaction. On reaction of 1 yh 
oxychloride at temperatures UP to 200ee only chloro pyrazole (1) resulted: 


yf CH H 
om — no A "3 POcls, at} (1), and at 
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Investigation of Pyrazoles- s/079 61/031 /001/011/025 
XIII. Phosphorylation of Pyrazoles p001/5B0 


elevated temperature 8 resinified principal product. 1-phenyl-3-methy1- 
5-chloro pyrazole (I) did not react with phosphorus oxychloride ever at 
230° - 240°C (at higher temperatures resinification occurred)» Alkyl and 
aryl pyrazoles with @ usual activity of the 4-position of the ring react 
with phosphorus oxychloride jin sealed tubes at temperatures of between 

0 


480 and 490° for 45 - 25 h. they form pyrazolyi-phosphinte acid chlorides 
(rr) of the structure 
= oR! Without separating the acid chlorides (II), the 


0 =P 0 = P~_ former were allowed to react with alcohols to 
™—~_ 1 i ry 
| OR give esters which were gaentified- On alkaline 


Cl 
| 2R10 hydrolysis» only an alcohol radical was split 
| > | off, giving 6 acid esters in the case of the 
N little active 4,3,5-tripnenyt pyrazole only 
N (11) ra penzoic acid could be separated by heating for 
i 25 h at 230 - 240°. This acid is assumed to be 
a gecomposition product of the pyrazole ring: 
here are 3 references? 2 Soviet and 1 German. 
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i aierned substituents located directly in the oe 
Zhur,. ob. khim, 31 no. 22544-5488 F Ol. (HIRA 14: 
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jes, Part 17: Friedel-Crafts reaction in the p 
laos Zhur.ob.khin. 31 no e6:1887=1892 Je 161. (MIRA 1426) 


ni M.V.Lomonosovae 
1. Moskovskiy gosudarstvennyy universitet ime . 
[eyrasele) (Friedel-Crafts reaction) 
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1. Moskovskiy gosudarstvennyy universitet, 
(Pyrazoline) (Dehydrogenation) 
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ams : , (MIRA 14:7) 
1. Moskovskiy gosudarstvennyy universitet imeni M.V. Lomonosova. 
(Pyrazole) 
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Pyrazoles. Part 22: Cyanoethylation of pyrazoles, Zhur. ob. khim, 
31 no. 1123700-3705 N '6l. (MIRA 14:11) 


1. Moskovskiy pesudanetvennyy universitet imeni M.V. Lomonosova. 
(Pyrazole) (Cyanoethylation) 
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2, Chleno--o:rcepondent Av S.5R (for A.P.Terent'yev), 
(Methanol) 
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KUDRIN, A.N.; KOST, A.N.; YERSHOV, V.V. 


Amino ketones intensifying trophic processes in the organism, 

Vest. Mosk. un. Ser. 6: Biol., pochv. 17 no.3:26-32 My-Je '62. 

(MIRA 15:6) 

1, Kafedra organicheskoy khimii Moskovskogo universiteta i 
Ryazanskiy meditsinskiy inetitut imeni I.P. Pavlova. 
(KETOWES——PHYSIOLOGICAL EFFECT) 
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Effect of Y-keto acids and their derivatives on plants, 
Vest. Mosk. un. Ser. 6: Biol., pochv. 17 no.5:27-33 
S-O '42. (MIRA 15:11) 


1, Botanicheskiy sad i kafedra organicheskoy khimii 
Moskovskogo universiteta. 
(Acids, Organic) 
(Growth promoting substances) 
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Derivatives of melilotic and phloretic acids and their 
effect on the growth of plants. Vest. Mosk. un. “eee 
6: Biol., pochv. 17 no.5'34-41 S-0 162, (MIRA 15: 


1. Botanicheskiy sad i kafedra organicheskoy khimii 
Moskovskogo universiteta. : nae 
(Hydrocinnamic acid) 
(Growth promoting substances) 
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VIKHLYAYEV, Yu.I.3 IL'INSKIY, V.I.; RAYEVSKIY, K.S.; BATULIN, Yu.M.; 
‘ GRANDBERG, I.I.; KOST, A.N. 
—____ 


Pharmacology of 3,5-disubstituted pyrazoles. Farm. i toks. 25 
no.1:27-32 Ja-F '62. (MIRA 15*4) 


1. Otdel po vyyavleniyu fiziologichesxoy aktivnosti novysh produktov 
Khimicheskogo sinteza (zav. kand.med.nauk Yu.1.Vikhlyayev) Institute 
farnakologii i khimioterapii AMN SSSR i laboratoriya spetsial'nogo 
organicheskogo sinteza i ansliza (zav. - chlen-korrespondent AN SSSR 
prof. A,P.ferent'yev) khimicheskogo fakul'teta Moskovskogo fosudar— 
atvennogo universiteta imeni M.V.Lomonosova, 

(PYRAZOLE ) 
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USPENSKIY, V.A.3 TERENT'YEV, P.B.3 YAKOVIEVA, I.A. 


Pharmacology of new @-dialkylamino ketones. Farm. i San ee ' 
437-4L4 Ti-Ag '62. 


1. Kafedra farmakologii (zav. - prof. A.N. mse ta) Rynaanaoee 
aditsinskogo institute imeni Pavlova i jaboratoriya at heen 
ie ce organicheskogo sinteza (zav. - Si aamnpaiabaas pueT Soe toe 
A P. Terent'yev) Moskovskogo gosudarstvennogo univers 

Lomonosova. 
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pstituted 1-heptyl~3, 5- 
Pyrasoles. Part 23s Syntbaets, of 2 no .31874-878 Mr 62, 
(MIRA 1533) 


universitet imeni M.V.Lomonosova. 
(Pyrazole) 


dimethylpyrasoles. Zhur ob. khim. 


1, Moskovskiy gosudarstvennyy 
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KOST, A.N.; YUDIN, L.G.; POFRAVKO, S.A. 
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Condensed systems with a nitrogen heteroatom. Part 4:- Synthesis 

of bensopyrrolisines with functional groups. Zhur.ob,khim. 32 

M005 1544-1550 My '62. (MIRA 15:5) 
(Pyrrolizine) 
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VINOGRADOVA, Ye.V.3 DAUT, Kh; KOST, A.Ne; TERENT'YEV, A.P. 


Synthesis on the basis of vinylpyridine. Part 4: Synthesis of 
pyridylethylindoles, Zhur.ob.khim, 32 no.5t1550-1556 My '62, 
(MIRA 1525) 
(Indole) 
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Pyrazoles. Part 24: Influence of substituents on the basicity 
of pyrazole systems. Zhur.ob.khim. 32 m0.5:1556-1562 My 'é2. 
(MIRA 1525) 
1. Moskovskiy gosudarstvennyy universitet. 
(Pyrazole ) 
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TABAK, S.V.3 GRANDBERG, I.1.3 KOST, A.N. 


es ae 


25: Paper chromatography of pyrazolecarboxylic 


Pyrazoles, Part 


acids, Zhur.ob,khim, 32 n0.521562-1564 My '62. (MIRA 15:5) 
(Pyrazolecarboxylic acid) (Paper chromatography) 
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GRANDBERG, I.I.; KOST, A.N. 
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Reactions of hydrazine derivatives, Part 32: Isomeric conversions in 
the 5-arylpyrazoline series. Zhur.ob.khime 32 no.6:1906-1911 Je 'é2, 
(MIRA 1526) 
1, Moskovskiy gosudarstvennyy universitet im. M.¥.lomonosova. 
(Pyrazoline) 
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KOST, A.N.; VINOGRADOVA, Ye.V.; DAUT, Khos TERENT'YEV, A,P, 
Alkaloids and alkaloidlike structures. Part 5: Functional derivatives 
es i pyridylethylindole series, Zhur.obskhime 32 no.6:2050-2056 
C) 7 


(MIRA 15:6) 


1. Moskovskiy gosudarstvennyy universitet im, M.V. Lomonosovas 
(Indole) (Alkaloids) 
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Reactions of kydrazice derivatives. Part 33; Synthesis of 1,3- 
diaminea by the hydrogenolysis of pyrazolines. Zhur.ob.|khin. 32 
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1, Moskovskty gosularstvemyy universitet. 


(Amines } (Pyrazoline) (Hydrogenolysis) 
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HOST, A.Noj TERENT'YEV, P.B.; SHCHEGOLEV, A.A. 


Synthesis and some conversions of ethynylcarbonols of the pyridine 
series. Zhureobdekhime 32 n098;2606-2612 Ag 2. (MIRA 15:9) 


1. Moskovskiy gosudarstvennyy universitet imeni M.V. Lomonocova. 
(Pyridine) (Alcohols) 
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GRANDBERG, I.I.3 Kost, A.N. 


Pyrazoles. Part 28: Basicity of pyrazoles conjugated with various 
aromatic systems (peculfarity of the ferrocene aromatic system). 
Zhur.obekhim. 32 no.9:3025-3029 S 'é2, (MIRA 15:9 


1. Moskovskiy gosudarstvennyy universitet imeni M.V, Lomonosova. 
(Pyrazole) (Aromatic compounds) 
(Hydrogen-ion concentration) 
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YUDIN, L.G.; POPRAVKO, S.A.; KOST, A.N. 


Condensed systems with a nitrogen heteroatom. Part 5: 
Formation of the hydregguiuaiemp: structure in the 

Fisher reactio:, involving leaminoindolines. Zhur.ob,khim, 
32 no.11:3586-3590 N'62. | (MIRA 15:11) 


1. Moskovskiy gosudarstvennyy universitet imeni 
M.V. Lomonosova. 
(Quinolone) (Indoline) 
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KOST, A, N.; OVSENEVA, L, G. 
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Synthesis of 4~substituted dihydroresorcinols. Zhur. ob. 
khim, 32 no.12:3983-3986 9B '62, (MIRA 16:1) 


1. Moskovskiy gosudarstvennyy universitet imeni M. V. Lomonosova. 
(Resorcinol) 
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KOST, A.N.; GOLUBEVA, G.A.; TERENT'YEV, A.P.3 GRANDHERG, I.I. 
SSS 
Splitting of the pyrazoline cycle with breaking of the nitrogen- 
nitrogen bond. DoklAN SSSR 144 no.2335%362 My ‘62. 


1. Moskovskiy gosuderstvennyy universitet im. M,.V.Lomonsova, 
2. Chlen-korrespondent AN SSSR (for Terent'yev). 
(Pyraszoline ) 
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Synthesis of pyridylethyloxindole. Dokl. AN SSSR 144 _ no.5: 
1046-1049 Je '62, (MIRA 15:6) 


1, Moskovskiy gosudarstvennyy universitet imeni Lomonosova. 
2. Chlen-korrespondent AN SSSR (for Terer *'yev). 
(Oxindole) (P;ridine) 
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"Tgomerization and Rearrangements of Substituted Hydrazcnes and Pyrazolines." 


Moscow State University 
19th International Congress of Pure and Applied Chemistry a) 
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SUMINOV, S.I.;_KOST, A.N.——. 


Effect of solvents and inorganic salts on the cyanoethylation of the - 
amino group. Izv.vys.ucheb. zaV, ;khim. 4 khim.tekh, 6 no.4:601-607 '63. 

(MIRA 17:2) 
1. Moskovskiy gosudarstvennyy universitet im, M.V.Lomonosova. Kafedra 
organicheskoy khimii. 
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ZAKHAREVSKI¥, A.S.; ILtYUCHENOK, T.Yu.; KOST, A.N.3 MARTINOVICH, G.I.; 
MIKLEVICH, &.V.; PIL'TIYENKO, L.F.; RACHKOVSKAYA, I.V.; REUT, No4e; 
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Research on pharmacological agents with prolonged hypotensive 
action. Vest. AMNSSSR 18 no.1:69-86 *63. (MIRA 1632) 


1. Iaboratoriya spetsial'nogo organicheskogo sinteza khimicheskogo 
fakul'teta Moskovskogo gosudarstvennogo universiteta imeni Lomono- 
gova i kafedra farmakologii Minskogo meditsinskogo institutae 

( HYPOTENSION) (INDOLE) 
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TEXT: . On heating the benzylhydrazone of acetone (I) with ZnCl, to | 
200°C, the products obtained were NH,, toluene, 1,2-diphenylethane 


(DPE), and a mixture of N-containing compounds including 3,5,5-tri- 
methylpyrazoline (II) and 3-methyl~5-phenyl-pyrazole (III). With 
dry HCl at 200°C, I gave toluene, DPE, iso-BuC¢H,, iso-propylhycra- 


| zone of acetone (IV), II, i-benzy1-3,5,5-trimethylpyrazoline (Vv), : 
| an@ 1-benzy1-3-phenyl-5-methyl pyrazole (VI). At 250°C, benzylamine 1 
is formed from I and ZnCl, and a mixture of I, HCl, and glacial. ace 
| cara 1/3 
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‘ acetic acid gives rise to V, 1-acetyl-2-benzylhydrazine (VII) and 
; some II, but little hydrocarbons. It is suggested that on heating 


| 
| 
in the presence of HT, I undergoes an aldol-like condensation lead-! 
ing to V; the benzylhydrazine liberated is acetylated by HOAc to 1 
VII or decomposes to benzylamine. II may result from the thermal | 
debenzylation of V. In the absence of an acetylating agent, or at | 
high temperatures, the double bond in I is shifted to give VII‘and | 
iso-propylhydrazone of benzaldehyde (VIII). VII may also lose Ny | 


to give a mixture of hydrocarbons. I and VII may interact to give 
IV. Dehydrogenation of VIII leads to the azine (CH, ))C=N-N=CHPh 


(IX) which, in the presence of Ht should cyclize to CH, 


| (X). This pyrazoline is converted to 3-methyl-5-phenylpyrazole (XI) j 


—_ 
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TEXT: Continuation of earlier work (ZhOKh, 30, 494 (1960); DAN . 
SSSR, 129, 1300 (1959); ZnOKh, 32, 2420 (1962)). Hydrogenation of 
1-acetyl-3,5,5-trimethylpyrazoline in acetic anhydride at 150°C, | 
in a steel autoclave at 100 atm, over skeletal Ni, for 5 hours, 
gave 1,2-diacety1-3,5,5-trimethylpyrazolidine (I), in 59% yield, 
which on boiling with conc. HCl gave 3,5,5-—trimethylpyrazolidine 
(II), in 61% yield. 1-acetyl-5-phenylpyrazoline was analogously 

hydrogenated to 1,2-diacetyl-3-phenylpyrazolidine (III), in 68% 
yield. 1-thiocarbamido-(-4-ethyl5lpropyl, -4-iso-propyl1-5-iso-bu- - 
tyl, -3,5,5—trimethyl, and ~3-methyl-5-phenyl) pyrazolines were 


a made (to facilitate identification of pyrazolines) in 46 - 63% . oe: 
_ | Cara 1/2 : ce Ay hee 
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ABSTRACT: The article deals with the effect of various catalytic admixtures on the process 

of pyridylethylation of the hydrazine group, and describes the synthesis of derivatives of the 

: | reaction products for the purpose of a pharmacological appraisal. In reactions of hydrazine 

; | hydrate with 2- and 4-vinylpyridines, alkaline agents do not act as catalysts, but proton 

’ | donors (acids, ammonium salts, or hydrazine salts) markedly raise the reaction rate. A 

- | convenient catalyst is acetic acid in amounts of 1-52. The pyridylethylation reaction is 
reversible. Depending upon the conditions, (1) and (I%} are formed in equal amounts, or (la 
predominates in the following reaction of &-monopyridylethylated hydrazine (1) with 2-vinyl- 
pyridine: < 


A REET OUT AIIS 


Card 1/2 UDC: 547.821 


fe iwi at eqieh 
Bed ARS aR eg Soa a! 


APPROVED FOR RELEASE: 06/14/2000 CIA-RDP86-00513R000825210002-1" 


SBEPROYER FOR jaseaaiakis 06/14/2000 CIA-RDP86-00513R000825210002-1 


2r eres " S 
aaa a ee ot = Py ‘s 3 =z 


(PyrCH,CHyNIt), (ti) | 


Rr cat UN a 
AP6008867 ( = It oe | | 
ENP > NUNity’ L-—» (PyeCH,CHi,),NNA, (11) 


-_ 


Strong steric hindrance effects due to the dimethylamino group were observed in the 
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ABSTRACT: The authors studied a series of amides obtained by acylation of hexa~ 
. methylenimine. Amides of fatty acids were obtained by treating excess hexamethylenimine 
i with the corresponding acid chloride in benzene: 


-CH,—-CH;—-CHN  CH,—CH,—CH, | 
‘ N-H+Cl-C-R-+] N—C-R : 
.” .CH;~CH;—CH; f CHy—CH;—CHy/ 


; Benzoylation was carried out with benzoyl chloride. The compounds had a strong repellent 
effect on the rat flea. The compound with the most stable repellent action was N, N-hexa- 
methylenebenzamide or N-benzoylhexamethylenimine (also termed hexamide or benzimine). 
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i Tests showed that it is a good agent for protecting man and animals against blood-sucking 

flies. The procedures employed in the synthesis of N-acetylhexamethylenimine, 
N~-propionylhexamethylenimine, N-butyrylhexamethylenimine, N-(B - butoxypropionyl) 
hexamethylenimine, and Ee mine are briefly described. The toxicological 
tests were conducted at T A, Sa » Senior Scientific Collaborator), VMOLA im, 
S. M. Kirov (under the 8 sion of Prof. G.S. lng, (8 and IMPITM i TES 
Martsinovskly (Senior Scientific Collaborator V7. F, Gladkitch), Orig. art. has:| 2 figures and 
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